The title molecule, C 13 H 4 O 2 S 5 , is folded by 47.83 (6) along the SÁ Á ÁS vector of the [1, 4] dithiine six-membered ring, with the naphthoquinone and [1,3]dithiole-2-thione moieties being nearly planar [largest deviations from least-squares planes = 0.028 (2) and 0.016 (1) Å , respectively]. This boat conformation is close to that observed in the analogous compound [Mendez-Rojas et al. (2001) . J. Chem. Crystallogr. 31, [17] [18] [19] [20] [21] [22] [23] [24] [25] [26] [27] [28] including a 2-oxo group [folding angle: 42.3 (1) at 213 (2) K]. Both compounds are indeed isomorphous, and the small difference in the folding angle probably results from the involvement of the thioxo group of the title compound in intermolecular SÁ Á ÁS contacts [3.5761 (13) Å ]. In the crystal structure, molecules are stacked in the [100] direction, with dithiole rings makinginteractions. In a stack, alternating short and long separations are observed between the centroids of dithiole rings, 3.5254 (17) and 4.7010 (18) Å .
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2-Sulfanylidene
The title compound belongs to the 1,4-dithiine derivatives, which have a particular conformational flexibility, because the energy barrier between the planar and boat conformations is very low (Hayakawa et al., 1982) . Ab initio computations showed for example that for 1,4-dithiine, the C 2v (boat) → D 2h (planar) conformational interconversion requires less than 3 kcal/mol (see Table II and Fig. 4 in Kao et al., 1985) . A fine tuning of the geometry and electron distribution may thus be expected by varying the substituents of this heterocycle. For example, electron withdrawing groups seem to stabilize the unfolded conformer (Brisse et al., 2000) .
In contrast, the title molecule (Kniess & Mayer, 1996; Mendez-Rojas et al., 2001 ) adopts a folded conformation (Fig.   1 ). The dihedral angle between the essentially planar naphthoquinone ring (C4a/C5/C5a/C6···C9/C9a/C10/C10a; max. deviation: 0.028 Å for C4a) and the five membered 1,3-dithiole ring (S1/C2/S3/C3a/C11a; max. deviation: 0.016 Å for C2) is 47.83 (6)°. This boat conformation is favored by intramolecular S···O repulsion effects, characterized by non-bonding distances S11···O10 = 2.874 (2) and S4···O5 = 2.868 (2) Å. Heteroatoms are also involved in intermolecular contacts. Molecules form centrosymmetric dimers through S1···S2 i contacts [3.5761 (13) Å; symmetry code (i): 1 -x, 3 -y, 1 -z] between the thioxo group and one S atom of the dithiole heterocycle. The contacts pattern is completed by bifurcated S1/S11···O5 ii interactions [3.158 (2) and 3.159 (2) Å; symmetry code (ii): 1 + x, 1 + y, z], forming a two-dimensional network of contacts in the crystal (Fig. 2 ). This arrangement is compatible with a stacking structure for molecules, in the [100] direction: two dithiole rings related by inversion give a π···π interaction characterized by a centroid to centroid separation of 3.5254 (17) Å. However, as a consequence of the triclinic symmetry, the following stacked ring generated by inversion is found at a different distance, 4.7010 (18) Å. Short and long separations thus alternate along the stack (Fig. 2, inset) , a common situation for one-dimensional materials affected by a Peierls distortion.
The title molecule is isomorphous with the 2-oxo analogue (Mendez-Rojas et al., 2001) . However, it is interesting to note that both the molecular and the crystal structures present significantly different metrics for the 2-thioxo and the 2-oxo compounds. In the latter, the folding angle is 42.3 (1)°, and the separations in the dithiole stacks parallel to [100] are 3.566 and 4.345 Å. Despite of the clear dimerization along the stacks for both compounds, the title molecule seems to be more prone to Peierls instability, compared to its 2-oxo analogue. supplementary materials sup-2
Experimental
The precursor (NBu 4 ) 2 [Zn(dmit) 2 ], where H 2 dmit is 4,5-dimercapto-1,3-dithiole-2-thione, was prepared as previously reported (Wang et al., 1998) . This complex (1.68 g, 2.20 mmol in 20 ml acetone) was reacted with 2,3-dichloro-1,4-naphthoquinone (1 g, 4.40 mmol) at room temperature, forming immediately a dark precipitate. The mixture was stirred overnight and the precipitate was then recovered by vacuum filtration (1.50 g, 99%) and recrystallized from CH 2 Cl 2 . Small black shiny needles suitable for X-ray diffraction were obtained after several days. 
Refinement
The four aromatic H atoms of the naphthoquinone were placed in idealized positions and refined with C-H bond lengths fixed to 0.93 Å and isotropic displacement parameters fixed to 1.2 times the equivalent displacement of the carrier C atom. Fig. 1 . The structure of the title compound, with displacement ellipsoids for non-H atoms at the 30% probability level. Fig. 2 . A partial view of the crystal structure for the title compound, with intermolecular S···S and S···O contacts showed as dashed lines. The inset is a view of the crystal normal to the b * axis. Quoted distances are separations between the centroids of neighboring dithiole rings, stacked along the a axis. -1,3-dithiolo[4,5-b] 1.482 (4) C10A-S11 1.762 (3) C5A-C6 1.383 (4) S11-C11A 1.758 (3) C5A-C9A 1.409 (4) 
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